This is an electronic version of an article published in: Baker, T., Lewis, S. E., 2010. Bifunctional silyl triflates in synthesis. Part 1: Synthesis and characterization of novel alkane-,-diyl-bis(silyl triflates)Abstract: We report the preparation of two bifunctional silyl triflates, 1,1,4,4tetramethyl-1,4-disila-1,4-butanediyl-bis(trifluoromethanesulfonate) and 1,1,5,5tetramethyl-1,5-disila-1,5-pentanediyl-bis(trifluoromethanesulfonate). Detailed synthetic procedures and characterisation data are described.
INTRODUCTION
Silyl triflates were first reported in 1970, with independent reports from Schmeiβer [ 
RESULTS AND DISCUSSION
We targeted bifunctional triflates 4 and 8 (Scheme 2) via two contrasting synthetic routes. Bifunctional triflate 4, possessing an ethylene linker, was accessible in one step from commercially available 1,2-bis(chlorodimethylsilyl)ethane 3. This starting material has been introduced for STABASE protection of primary amines. [ ] 25 We found that it readily undergoes metathesis with two equivalents of trifluoromethanesulfonic acid to furnish 4 in good yield (87%). The reaction is performed neat and requires heating to above the melting point of 3 to permit efficient mixing. The product 4 is then isolated by distillation under reduced pressure. One noteworthy point is that 4 is a solid at room temperature, in contrast to 5. This is all the more surprising when it is considered that the corresponding bis(nonaflate) synthesised from 3 is reported to be a liquid. [ ] 26 As a solid, 4 is less susceptible to hydrolysis by atmospheric moisture than analogous liquid silyl triflates; we have found it most convenient to prepare stock solutions in dry dichloromethane (in which it is readily soluble) for subsequent dispensing.
Scheme 2.
For the synthesis of bifunctional triflate 8 we adopted a multistep procedure, since the corresponding bis(chlorosilane), although commercially available, is much more expensive. Therefore, we instead effected the lithiation of 5, 
